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^ettio d of f pr miiijg a coating film 

■ ■ ■» r v.." *•/ : * . . * 

* The present invention relates to maslgng part of a substrate's 
surface to facilitate selectively coating desired portions of the substrate. 

Whilst the invention will be described with particular 
reference to masking portions of glazings or glass sheets it may also be used 

5 with other substrates. 

In a coated car windscreen, it may be desired to provide a 
' non-coated band around the periphery of the windscreen to reduce the 
likelihood of corrosion of the coating by ingress of moisture. Such a non- 
coated band may also provide electrical isolation between the edge of the 

70 windscreen and the coating layer if the windscreen's coating layer is 
electrically beatable and provide a portion at which electrical connectors 
may be arranged. A non-coated data transmission window may also be 
provided in the coated glazing, for example for the passage of infra-red or 
other data signals. Selectively coating desired areas of the glazing may also 

75 facilitate incorporation of heating systems, antennas and sensors. 

US patent 5,492,750 describes the use of reusable rigid, metal 
masks positioned over a glass substrate prior to depositing a coating layer 
so as to provide non-coated portions. Such masks are inconvenient to 
manipulate, require regular cleaning and are prone to produce an 

20 undesirable ghosting effect rather than a clean demarcation between coated 
and non-coated portions. A separate set of masks comprising a number of 
individual masks for each pattern of coating to be deposited is required for 
industrial production. 

US patent 5,713,986 describes the use of a water soluble resist 

25 material which is applied in a predetermined pattern over a substrate prior 
to the deposition of a coating layer. This resist material and the overlaying 
material are dissolved away so as to provide non-coated portions. The 
dissolution of the resist material requires applying water at high 
temperature which may be costly when used in a large scale process. 

30 The resist material includes substances such as a water soluble film former, 
a surfactant, a rinsing agent and one or more solvents. The total weight 
percentage of the film-former, the surfactant and the rinsing agent is 
generally kept low, thereby providing a resist material which has a 
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substantially low viscosity. When using screen-printing to apply the resist 
material, it is'nece^ary to add a film thickener to increase the viscosity of 

^resist Wtei^."'^Wpi-^^ l ^ r8 39$)* 'insole to;iwggr ^JW, 
femperatuare and thus difficult to remove, from, the substrate. They may 

5 react with the resist material and for example may clog the screejiused for: 
the printing: They may also have a limited shelf life which requires applying 
: the masking agent within 24 hours after mixing the materials. 

All these features cause handling and cost problems when using such a 
resist material in a large scale process for the manufacture of coated 

10 substrates. 

According to one aspect, the presgnt invention provides a 
method of forrnihg a coating &m at p 

The terrn inert as used herein 'means that these particles do 
not react chemically to any significant extent with the substrate, with the 

75 coating film or, preferably, with any other material encountered during the 
manufacturing process. 

The solid particles are preferably inorganic or substantially 
inorganic and their solubility is preferably low in water. The solid particles 
may be insoluble or substantially insoluble in water. For example, the inert 

20 solid may be an alkaline-earth carbonate, preferably calcium carbonate. 
Calcium carbonate has the advantage to be a readily available and cheap 
compound. The inert solid particles may be particles other than metal 
particles. The particles of the masking agent may be particles other than 
silicon dioxide particles. 

25 The masking agent may be an enamel. An enamel generally 

comprises a frit, a medium and perhaps pigments for the colour. Enamels 
may be applied easily onto the surface of the substrate, for example by 
screen-printing techniques, and may provide the portion of the substrate 
free of the coating film with a substantially well-defined pattern. 

30 In the present invention, the enamel preferably does not comprise any 
pigment. Advantageously, the enamel is colourless or transparent. Any 
traces of such an enamel that may inadvertently be present on the finished 
product may be substantially invisible to the naked eye. 
The fluid applied to remove the masking agent may be a liquid and 

35 preferably comprises water, preferably at least 50% water, more preferably 
80% water and most preferably consists of water. Application of the fluid to 
remove the masking agent may occur by any means, for example, spraying 
or pouring water, water vapour or steam and is preferably applied at a 
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pressure greater than atmospheric pressure, for example by using one or 
more pressurised jets of water. The fluid may be applied at room 
temperature or may be heated. Preferably, the water has a substantially 

tteutrdpH; itspHmaybeoftheorderof 7- 
5 ' '•• •'•'y^^ic^on. of waiter or cjlher fluid to. remove ; tte masiong 

agent may help to avoid possible damages, to the remaining coating film 
that could occur when using other techniques such as rubbing, brushing 
and/or any other related means. The masking agent is preferably removed 
by mechanical action of the water or other fluid; preferably, the .masking 
10 agent is not dissolved by and does not react chemically with the water or 
other fluid used to remove it. 

According to another aspect, the present invention provides a 
method of forming a coating film at part of a surface of a substrate as 
defined in Claim 5. 

15 Glass has the advantage of being an inert and transparent 

solid whether it is used in the form of microbeads, in the form of ground 

glass, glass powder or cullet. 

The mean number diameter of the glass particles is preferably 

comprised between 5 and 100 um, more preferably between 5 and 50 um. 
20 The expression mean number diameter as herein referred to 

defines the sum of the diameter of each particle divided by the total number 

of particles i.e. the mean average particle diameter. 

Preferably, at least 45%, 50%, 55%, 60%, 65% or 70% of the glass particles 
have a diameter that is within -4um and +4um of the mean number 
25 diameter. 

According to a further aspect, the present invention provides 
a method of forming a coating film at part of a surface of a substrate as 
defined in Claim 10. 

A masking agent which comprises a solid phase consisting of 
30 particles of which at least 50% of said particles in number have a diameter 
which is within -4um and +4um of the mean number diameter may be 
removed relatively easily from the surface of the substrate. Such a masking 
agent may comprise particles of which the majority are of similar size; this 
may result in the masking agent forming a substantially porous layer. 
35 The solid phase according to claim 10 is preferably selected 

from the group consisting of inert solid, solid phase of an enamel and glass. 

The mean diameter of the particles is preferably comprised 
between 5 and 100 um, more preferably between 5 and 50 um, most 
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preferably between 5 and 20 \xm, advantageously comprised between 8 and 
15 jim. 

In particularly advantageous forms of the invention the 
- 4>aLiiicle cumulative number size distribution is such that at least 55%, 
S Jreferabiy iat least 70%, more preferably at least §Q%of%e particles .Have a 
diameter that is within - 4\xm aiid+ 4 [xm of the mean number diameter, 
preferably within - 3 |iun and + 3 |im of the mean number diameter, more 
preferably within- 2.5 |im and + 2.5 jim of the mean diameter. 

The masking agent according to the present invention 
10 preferably further comprises a substance which facilitates the application of 
the masking agent at the surface of the substrate in the form of a layer or 
. film or liquid or paste. The substance may be a compound which has a 
boiling point comprised between 100 and 300°C, preferably comprised 
between i5d°C and 2so°C, for example of 190°C or 230°C. The substance is 
15 advantageously selected from the group consisting of alcohol solvents, 
aromatic solvents, aliphatic solvents, water and combinations of two or 
more of these substances. Dipropyleneglycol is, for example, an appropriate 
substance. 

The quantity of the substance present in the masking agent 

20 may vary depending on the nature of the solid and the desired viscosity of 
the masking agent. The quantity of substance, directly before it is applied to 
the surface of the substrate, may be comprised between 20% and 50% by 
weight of masking agent, preferably between 25% and 45% by weight, for 
example 40% by weight. 

25 The solid phase of the masking agent may be obtained by 

evaporating said substance from the masking agent. The solid phase is 
preferably free of said substance or substantially free of said substance. 

The present invention also provides a method of forming a 
coating film at part of a surface of a substrate as defined in Claim 19. 

30 Enamels are compounds which commonly acquire a certain 

hardness and a good adherence to the substrate to which they are applied 
upon heating at high temperature, for example at an oven temperature 
comprised between 450°C and 6oo°C. They are, for example, applied on 
glazing such as windscreens in the automotive industry in order to provide 

35 a permanent opaque peripheral band around the glazing. 

Depositing the coating film under at least partial vacuum 
enables deposition at a lower temperature than would generally be required 
if the coating film was to be deposited pyrolitically and may thus avoid, 
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when the masking agent is an enamel, excessive adherence of the enamel to 
the surface of the substrate thereby facilitating its subsequent removal. 
Preferably, the enamel is heated at an oven temperature of less than 420°.C, . 
'^ote^i^emblyless than 300 P C, most preferably less than 2oo°C r 

5 Advantageously, an efi 

of frit, for example 60% by weight of frit, is used as masking agent 
according to the present invention. The frit preferably comprises 50-70% 
Si0 2 , b-36% B 2 0 3 ,'o-6 % li 2 0, 3-10% Al 2 0 3 , 0-6% Zr0 2 , 1.0-10.0% Na 2 0, o- 
18% TiO z , 0-36% ZnO, 0-2.5 F, o -20 K 2 0, 0.4-4% CaO, 0-4.0% Fe 2 0 3 , O- 

10 1% P 2 0 5 , 0-46% Bi 2 0 3 , 0-2% V 2 0 5 , 0-2% Sb 2 0 3 , 0-0.1% Cr 2 0 3 , 0-30% MnQ, 
0-3% BaO, 0-1% CuO, 6-2.5 SrO, o-l MgO, 0-1.6 La203, 0-0.16 AgO, O- 
0.5% S and less than 0.1% Pb in percentage by total weight of frit, more 
preferably 50-70% SiQ 2 , 15-25% B 2 0 3 , 5-10% A1 2 0 3 , 4-6% Zr0 2 , 2.5-5-0% 
Na 2 0, 1-2% Ti6 2 , 1-2% ZnO, 0-1.5 F, 0.7-1.0 KaO, 0.4-0.8% CaO, 0.2-0.5% 

15 Fe 2 0 3 , 0-0.25% Pa0 5 and less than 0.1% Pb expressed in percentage by total 
weight of frit. 

The enamel may additionally comprise a medium. The 
medium may be selected from the group consisting of alcohol solvents, 
aromatic solvents, aliphatic solvents, water and combinations of two or 
20 more of these media. For example, dipropyleneglycol is a particularly 
appropriate medium. The enamel preferably comprises less than 50% by 
weight of medium, for example 40% by weight of medium. 

The enamel preferably does not comprise any pigment. 

Additional medium, for example dipropyleneglycol, may be 
25 added to the masking agent in its concentrated form before its application 
over part of a surface of the substrate in order to obtain the desired 
viscosity, depending on the method of application of the masking agent. 

Preferably, at least 55% of the particles of the solid phase of 
the enamel have a diameter within -4um and +4um of the mean number 
30 diameter of the particles of the solid phase. 

The mean diameter of these particles is advantageously 
comprised between 5 and 50 um, preferably between 8 and 15 urn. 

The viscosity of the masking agent applied over part of the 
surface of the substrate is preferably comprised between 10,000 and 
35 50,000 mPa.s, more preferably between 15,000 and 45,ooo mPa.s, most 
preferably between 25,000 and 40,000 mPa.s. These ranges of viscosity 
may facilitate application of the masking agent to the substrate, for example 
by printing, screen-printing and particularly by silk screen-printing. 
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Alternatively, the viscosity may be comprised between 200 and 50,000, 
more preferably between 2,000 and 45,000 niPa.s. 

-The viscosity may be measured on a BroOkfield DV H+ apparatus with a 
;^\'!Ryp6 ne^e at a temperature of 23°C and at a speed of 10 rounds per 

5\\ il%ilte. . ^ v . ■£;:'• '. \.'--\ : \ \ "V. : ' '•' ; :. 

The masking agent may be applied over part of the surface of 
a substrate by hand, by spray, by using a roller, a brush, a pad or by other 
printing techniques, for example silk-screen printing. 

It is preferred to apply the masking agent over part but not 

10 the whole surf ace of the substrate by passing the masking agent through a 
screen, for example a fine silk, nylon or polyester mesh which has certain 
areas which are blocked to provide a pattern. This method allows very small 
portions of tke substrate to be covered and a wide variety of patterns to be 
obtained. 

15 The screen or mesh may comprise between 30 and 150 threads per 
centimetre, preferably less than 120 threads per centimetre, for example 95 
threads per centimetre. This may allow a detailed pattern to be printed 
whilst avoiding the screen or mesh becoming blocked. 

The layer of the masking agent, when applied to the substrate, 

20 preferably has a thickness comprised between 5 \xm and 100 |im, more 
preferably between 10 \xm and 50 jam, most preferably greater than 20 \im, 
for example of 25 \xm. 

This range of thickness may avoid the effect of ghosting when the coating 
film is deposited over the masking agent. The layer having this range of 

25 thickness may be conveniently applied to the substrate by screen printing 
techniques and may be sufficiently resistant to remain in place during 
handling of the substrate whilst being adapted to be removed from the 
substrate when desired. 

Once the masking agent has been applied over the substrate, 

30 it is preferably dried. The drying may occur at room temperature with or 
without pulsed air or by heating the substrate with hot pulsed air or with 
infra-red lamps or in a heating oven, or by a combination of at least two of 
these variations. The drying preferably occurs at a temperature comprised 
between io°C and 200°C. The masking agent may first be heated at an oven 

35 temperature of less than 200°C, preferably at an oven temperature 
comprised between 150°C and 190 0 C, preferably for not more than 10 
minutes, more preferably for less than 5 minutes. The drying of the 
masking agent may enable the evacuation of any volatile substances 
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comprised in the masking agent which could adversely affect the 
subsequent deposition of the coating film. . 
The coating film 

"infra red r^ecting coatiiag film and/or a low emissiVity coating ; film and/or 
5 an a±Lti-reflective coating film. A solar controlfilm. as; used fierein refers tp ^ 
coating film which increases the selectivity of the substrate i.e. the ratio of 
the proportion of incident visible radiation transmitted through the 
substrate to the proportion of incident solar energy transmitted through the 
substrate. 

10 The coating film may be transparent or substantially transparent; 
alternatively it may be opaque. 

The coating film may be deposited by a vacuum deposition technique, for 
example by magnetron sputtering. This is preferably the case when the 
masking agent is an enamel. Alternatively, the coating film may be 

75 pyrolytically formed, for example by chemical vapour deposition or formed 
in some other way. The coating film is preferably applied over the entire 
surface of the substrate. 

After the coating film has been deposited on the substrate, 
preferably immediately after, the adherence to the substrate of the masking 

20 agent which is covered with the coating film may be tested on samples by 
using the abrasion test described in standard ISO/DIS 3537 paragraph 7. 
Conditions used are 1 rotation and no weight on the arms. The reference of 
the abrasive wheel is CS17. In these conditions, the ratio, in percentage, of 
the surface of the masking agent and the coating film which are removed by 

25 the wheels from the surface of the substrate to the total surface swept by 
the wheels (RW) is preferably comprised between 25% and 100%, more 
preferably comprised between 50% and 100%, most preferably comprised 
between 70% and 100%, for example, 74% or 98% depending on the nature 
of the masking agent. Such values for the ratio RW may ensure that the 

30 masking agent covered by the coating film is removed easily without traces. 
The ratio is measured, for example, by image treatment by a computer of a 
photograph of the sample. 

After the coating film has been deposited, the masking agent 
which is covered by the coating film may be removed from the substrate, so 

35 as to provide a portion of the substrate substantially free of the coating film. 

In some embodiments, the masking agent which is covered by the coating 
film may be removed mechanically, for example by brushing, or by the 
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application of a fluid coi^isting essentially of water applied as a liquid on 
the substrate, or be decomposed by heating or by applying UV hght. 
Rembval by apphcatiofi of water . is preferred, for example, when the 
masking agent comprises ihert solid particles. 
S ; - - fhe reinovafl of the masking ageitt may be zokaeveA by hand 

after the coating has tfeen applied over the substrate or may be automated 
and included in the process of manufacture of the coated substrate. In the 
latter case, the masking agent will preferably be removed by the application 
of water through one or more nozzles which may be located at a distance of 
10 less than 35 cm, preferably at a.distance of about 25 em from the substrate. 
The water may be applied in one or more steps, for example between one 
and five steps, preferably in three steps, at the same or different pressures 
for the one or more steps, the pressure being preferably lower than 120 
bars, more preferably lower than 50 bars, most preferably lower than 25 
75 bars. Values of pressure maybe, for example between 1, 5, 10, 15, 20, 30, 60 
and 100 bars. 

The substrate may undergo a pre-wetting treatment, before its 
removal by application of water, in which a film of water is formed at the 
surface of the substrate. The pre-wetting treatment is preferably performed 

20 at atmospheric pressure. After the pre-wetting treatment, water may be 
applied at a pressure of, for example, 10 bars in order to remove the 
majority of the masking agent covered by the coating film. Water may 
subsequently be applied at a pressure of, for example, 25 bars in order to 
remove remaining traces of the masking agent. 

25 The substrate may be rinsed by application of water and 

subsequently dried with hot pulsed air, preferably at a temperature lower 
than ioo°C. 

The water applied may be tap water, demineralised water, 
purified water or water containing one or more additives. The temperature 
30 of the water may be comprised between io°C and ioo°C, preferably 
between 15°C and 65°C. 

The invention also relates to a substrate comprising a 
masking agent over part but not the whole surface of the substrate and a 
coating film deposited over at least part of the substrate which is covered by 
35 the masking agent characterised in that the masking agent is removable 
with water. 

In a preferred embodiment of the present invention, the 
coating film comprises at least one metallic infra-red reflective layer. In one 
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particular embodiment of the inyentipn, the coating fil m , comprises a 
sequence of. layer as follows: dielectric layer/silver/ dielectric 
layrer/silver/dielectric layer. The dielectric layets may comprise, for 

.." Sample, tin oxide, zinc oxide, silicon nitride, titanium oxide, aluminium 

5 orfde or mixtures of on^Qr M ^ie'%sneo£ ^ 

In all methods described, the substrate may be glass, for 
* example a sheet of flat glass, particularly a sheet of flat glass intended for 
subsequent use as or incorporated in an architectural or vehicle glazing 
panel. It may undergo a thermal toughening treatment or a bending 

7.0 treatment before or after the coating film has been deposited onto at least 
part of its surface. Alternatively, the substrate may be a rigid or flexible 
plastics sheet material which may equally be intended for subsequent use as 
or incorporated in an arcliitectural or vehicle glazing panel. For example, 
the substrate may be a PET or other plastics sheet material adapted to 

75 receive a coating layer and to be laminated or otherwise incorporated in a 
glazing panel intended for subsequent use as or incorporated in an 
architectural or vehicle glazing pane. 

The non-coated portions of the substrate may be located at 
the periphery of the substrate. In the case of a windscreen, for example, this 

20 may reduce the likelihood of corrosion of the coating by ingress of moisture. 
Non-coated portions may also provide electrical isolation between the edge 
of the substrate and the coating layer if the windscreen's coating layer is 
electrically beatable and provide a portion at which electrical connectors 
may be arranged. Non-coated portions of the substrate may also be used as 

25 data transmission window, i.e. a portion of the surface area of the substrate 
adapted to permit electromagnetic data transmission there through. 

In a further aspect, the present invention relates to a 
substrate as defined in claim 34. This substrate may be obtained directly 
after the deposition of the coating film and before removal of the masking 

30 agent. 

In another aspect, the present invention relates to the use of a 
masking agent as defined in claim 35. 

In yet another aspect, the present invention relates to a 
glazing as defined in claim 36. Traces of masking agent, substantially 
35 invisible to the naked eye, may be detectable on a glazing manufactured by 
any one of the methods described in the present invention. These traces 
may occur when the masking agent over coated by the coating film is not 
completely removed from the surface of the sheet of glass after application, 
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for example, of water, rinsing and subsequent drying of the sheet of glass. 
These traces may be detected by surface analysis techniques, for example 

TofrSWS. ' • "* ■:■ 

■ ffig. l is a cuinulative number size diagram of particles of a 

5 masking agent accordnig to the present invention, 

Fig. 2 is a differential of fig. l, i.e frequency of particles of a 
masking agent according to the present invention. 

" We illustrate the present invention by means of the following 
examples which should not be considered , as a limitation to the present p 
10 invention. 

EXAMPLES * 

Example l 

An enamelwhich i comprises 6b% of frit and4o% of medium is 
prepared. The frit is composed of 51.3% of Si0 2 , 21.6% of B 2 O s , 9.1% A1 2 0 3 , 

15 5.7% Zr0 2 , 4.2% Na 2 0, 1.5% Ti0 2 , 1.4% ZnO, 1.3% F, 0.8% KaO, 0.8% BaO, 
0.7% CaO, 04% Fe 2 0 3 , 0.2% P 2 0 5 and 0.02% Pb expressed in percentage 
by weight compared to the total weight of frit. The medium is essentially 
dipropyleneglycol. 

Fig. 1 expresses the percentage in number of the particles of 

20 the solid phase of the masking agent, in this case the enamel, as a function 
of the particle diameter of the solid phase i.e. cumulative number size 
diagram. It may be obtained by measuring the diameter of each particle of a 
sample of the solid phase of the enamel from which the medium has been 
substantially evaporated with a COULTER MULTISIZER instrument. Fig. 2 

25 is a differential of Fig. 1. The mean number diameter of the particles of the 
solid phase of the enamel may be measured by adding the value obtained 
for the diameter of each particle and dividing by the total number of 
particles. A value of 8.8 um has been found in this case. 94% of the particles 
of the solid phase of the enamel have a diameter comprised between 4.8 um 

30 and 12.8 um, i.e. within -4 um and +4 um of 8.8 um. 

The enamel has a viscosity of 35,000 mPa.s and is screen- 
printed through a 95 threads per centimetre mesh over part of a rectangular 
glass sheet placed on a conveyor to form a band about 30 mm wide which is 
intended to form a peripheral band of a windscreen which will subsequently 

35 be cut from the rectangular glass sheet. The thickness of the layer of the 
enamel is approximately 25 um. The glass sheet is subsequently passed 
through a heating station at an oven temperature of i65°C for 30 seconds 
and subsequently remains on the conveyor at this level of temperature for 
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90 seconds. The glass sheet is then conveyed to a cpater, where a coating 
stack formed from a sequence of layers is deposited by magnetron vacuum 
sputtering in the form dielectric/^ 

V- Substrate is pre-washed by application of water at a tenmerature of about 

S 15°C during at least 5 seconds and is forthejr CQtfvqyed under one rao^> 
equipped with nozdes which are placed at a distance of 25 cm from the 
substrate. Application of water is achieved through these nozzles at a 
pressure of 10 bars , followed by application at a pressure of 25 bars from 
nozzles at a subsequent ramp. The masking agent covered by the coatiug 

10 film is thereby totally removed. The substrate is rinsed with water and 
dried. 4& 
In order to test the adherence to the substrate of the enamel which is 
covered with the coating film, a 10X10 cm sample of the substrate is cut out 
and 1 rotation of the abrasion test described in standard ISO/DIS 3537 

75 paragraph 7 is achieved with no weight on the arms and abrasive wheel of 
ref CS17. The ratio of the surface of the masking agent and the coating film 
which are removed by the wheels from the surface of the substrate to the 
total surface swept by the wheels is of about 74%. 
Example 2 

20 Example 2 is similar to example 1 except that the frit has the 

following composition: 65,5% of Si0 2 , 16.0% of B 2 0 3 , 5.7% A1 2 0 3 , 4.5% 
Zr0 2 , 3.0% Na 2 0, 1.6% Ti0 2 , 1.2% ZnO, 0.9% KaO, 0.5% BaO, 0.5% CaO 
and 0.3% Fe 2 0 3 expressed in percentage by weight compared to the total 
weight of frit. 

25 Examples 3-8 of Table I illustrate other types of masking 

agents, as well as their characteristics, which may be used in a similar 
process. The solvent or the medium in these examples is essentially 
dipropyleneglycol and is present as 44% by total weight of masking agent 
before it is applied to the substrate. In examples 4, 6 and 8 the masking 

30 agent is applied by filmography as a 5011m liquid film. For examples 3, 5 
and 7 a 95 threads per centimetre screen is used. 
TABLE I 



Ex. 


Solid phase 


Mean 


Viscosit 


Method of 


(2) 


RW 






number 


y 


application 




(%) 






diamete 


(mPa.s) 


of masking 










r (pm) 




agent 






3 


Glass powder 


6.8 


(1) 


Screen- 


83 


99-8 
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. printing 






4' 


Glass powder 


6.8 


2200 


Film 


83 


98.0 


5 


mieropeads 


9-5 


(1) 


Screen- 
©rintmg 


50 


96.0" 




microjbeads a 


9-5 


300 


. Film 




(3) 


7 


Cafco 3 


14-9 


(1) 


Screen- 
printing 


. 79-5 


93.4 


8~ 


CaC0 3 


14-9 


(1) 


Film 


79-5 


88.5 



^ (1) not measured 

(2) Percentage in number of particles of the solid phase of the 
masking agent having a diameter within -4jom and +4|im of the 
mean number diameter 
5 (3) Not measurable 
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' CLAIMS 

1. A method of fornxL^ a coating film at part of a surface of 
o a : substrate comprising fa seiqlueaceithe steps of: 

' i) applying a marking agent comprising inert solid 
particles over part but not the whole surface of the 
substrate, 

ii) depositing the coating film over at least part of the 
surface of the substrate which is covered by the 
masking agent and over at least part of the surface of 
the substrate which is free of the masking agent, 

iii) removing the masking agent which is covered by the 
coating film from the substrate by application of a fluid 
comprising water, so as to provide a portion of the 
substrate substantially free of the coating film. 

2. A method according to claim i in which the masking agent 
comprises an enamel. 

3. A method according to claim 1 in which the inert solid 
comprises an alkaline-earth carbonate. 

4. A method according to any of claims 1 to 3 in which the 
fluid consists essentially of water applied as a liquid. 

5. A method of forming a coating film at part of a surface of 
a substrate comprising in sequence the steps of: 

i) applying a masking agent comprising particles of glass 
over part but not the whole surface of the substrate, 

ii) depositing the coating film over at least part of the 
surface of the substrate which is covered by the 
masking agent and over at least part of the surface of 
the substrate which is free of the masking agent, 

iii) removing the masking agent which is covered by the 
coating film from the substrate, so as to provide a 
portion of the substrate substantially free of the 
coating film. 

6. A method according to claim 5 in which the glass particles 
are in the form of microbeads. 

7. A method according to claim 5 in which the glass 
particles are glass powder. 
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8. A method according to claim 5 in which the glass particles 

are cullet 

9. A method according to claim 8 in which the particles have 
£ mean diameter comprised between 5 and 100 4^ ?4 preferably 5 and SPfim. 

ff6. A method of fontttoig : a coating film at part of a surface of 
? \ a substrate comprising in sequence the steps of: 

i) applying a masking agent over part but not the whole 
surface of the substrate, the masking agent comprising 

. ; a solid phase consisting of particles of which at least 

^ 50% of said particles in number have a diameter which 

is within -4jim and +4(im of the mean number 
diameter of said particles of the solid phase, 

ii) depositing the coating' film over at least part of the 
surface of the substrate which is covered by the 
masking agent and over at least part of the surface of 
the substrate which is free of the masking agent, 

iii) removing the masking agent which is covered by the 
coating film from the substrate, so as to provide a 
portion of the substrate substantially free of the 
coating film. 

11. A method according to claim 10 in which the mean 
number diameter is comprised between 5 and 50 |im. 

12. A method according to claim 11 in which the mean number 
diameter is comprised between 8 and 15 jim. 

13. A method according to any one of claims 5 to 12 in which 
the masking agent is removed by application of a fluid comprising water, 

14. A method according to claim 13 in which the fluid consists 
essentially of water applied as a liquid. 

15. A method according to any preceding claims in which the 
masking agent comprises a substance selected from the group consisting of 
alcohol solvents, aromatic solvents, aliphatic solvents, water and 
combinations of two or more of these substances. 

16. A method according to any preceding claims in which the 
masking agent is applied to the substrate by passing it through a screen 
which has certain areas which are blocked to provide a pattern. 

17. A method according to any preceding claim in which the 
masking agent has a viscosity comprised between 25,000 and 40,000 
mPa.s. 
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18. A method according to any preceding claim in which the 
coaling film is deposited 

19. A method of foraiing a coating film at part of a surface of a 
substrate comprising in sequence the steps of: ■ 

. Ji) applying an exxaffiel oypr part out not the .whole surface 
, ^ >■ ' : :;:^e"s]!ibstaite, 

(ii) vacuum depositing the coating film over at least part of 
the surface of the substrate which is covered by the 

. - enamel and over at least part of the surface of the 

substrate which is free of the enamel, 

(iii) removing the enamel which is covered by the coating 
film from the substrate, so as to provide a portion of 
the substrate su^ 

20. A method according to claim 2 or claim 19 in which the 
enamel comprises at least 50% of frit. 

21. A method according to claim 19 or claim 20 in which the 
enamel further comprises at least one compound selected from the group 
consisting of alcohol solvents, aromatic solvents, aliphatic solvents, water 
and combinations of two or more of these solvents. 

22. A method according to any of claims 19 to 21 in which the 
enamel is removed by application of a fluid comprising water. 

23. A method according to claim 22 in which the fluid consists 
essentially of water applied as a liquid. 

24. A method according to any of claims 19 to 23 in which the 
enamel is applied to the substrate by passing it through a screen which has 
certain areas which are blocked to provide a pattern. 

25. A method according to any preceding claim in which the 
enamel has a viscosity comprised between 25,000 and 40,000 mPa.s. 

26. A method according to any one of claims 1, 2, 3, 4, 13 to 18, 
and 22 to 25 in which the fluid is applied at a pressure of less than 120 bars. 

27. A method according to claim 26 in which the fluid is 
applied by passing through one or more nozzles. 

28. A method according to claims 26 or 27 in which the fluid is 
first applied to the substrate at atmospheric pressure. 

29. A method according to any preceding claims in which the 
masking agent is dried at a temperature comprised between io°C and 
200°C before applying the coating film. 
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30. A method according to any preceding claim in which the 
coating film is a solar-control coating film. 

31. A method according to any preceding claim in which the 
j|pbstrateis a sheet of^lass. * """' T '■[- 

? any preceding claim in wfiich the 

pbftion of the substrate substantially free of the coating is a peripheral 
portion of the substrate. 

33. A method according to any preceding claim in which the 
portion of the substrate substantially free of the coating is a data 
transmission window. * 
* 34. A substrate comprising a masking agent over part but not 

the whole surface of the substrate and a coating film deposited over at least 
part of the substrate which is covered by the masking agent characterised in 
that the masking agent is removable with a fluid consisting essentially of 
water. 

35. Use of a masking agent comprising a substance selected 
from the group consisting of i) enamels, ii) inert solids, iii) glass, iv) 
particles of the solid phase of the masking agent of which at least 50% in 
number have a diameter which is within -4jim and +4nm of the mean 
number diameter of said particles and v) combination of two or more of the 
aforementioned. 

36. A glazing comprising: 

• at least one sheet of glass, 

• a coating film over at least part of the surface of the at 
least one sheet of glass, 

characterised in that traces of a masking agent comprising at least one 
substance selected from the group consisting of enamel, glass and inert 
solid are present at the boundary between at least one non-coated portion 
and at least one coated portion of the at least one sheet of glass. 

37. A glazing in accordance with claim 36, in which the 
coating film is a solar control coating film. 




Particle Diameter (}im) 



Fig. 2 



INTERNATIOI^^SEARCH REPORT 


PCT/EP 03/03169 


A. CLASSIFICATION OF SUBJECT MATTER 

IPC 7 C03C17/00 








According to Internationa) Patent Classification (IPC) or to both national classification and IPC 








B. FIELDS SEARCHED . 


Minimum documentation searched (classification system followed by classification symbols) 

IPC 7 CGF3C. ^ : ' } 






■■ 4 


4 Documerrtatlori sealed other than minimum documentation to the extent that such documents a 


re included In the fields searched 





Electronic data base consulted during the international search (name of data base and, where practical search terms used) 

EPO-Internal , WPI Data, PAO 



C. DOCUMENTS CONSIDERED TO BE RELEVANT 



Category ° Citation of document, with Indication, Where appropriate, of the retevant passages 



Relevant to claim No. 



US 4 477 486 A (BOAZ PREMAKARAN T) 
16 October 1984 (1984-10-16) 



abstract 

column 3, line 5 - line 9 

column 4, line 48 -column 5, line 31 



1,3,4, 
16,17, 
25,26, 
28,31, 
34-36 



-/-- 



m 



Further documents are listed in the continuation of box C. 



Patent family members are listed In annex. 



° Special categories of cited documents : 

'A' document defining the general state of the art which is not 

considered to be of particular relevance 
•E' earner document but published on or after the international 

riling date 

■L' document which may throw doubts on priority clalm(s) or 
which is cited to establish the publication date of another 
citation or other special reason (as specified) 

"0* document referring to an oral disclosure, use, exhibition or 
other means 

*P' document published prior to the international filing date but 
later than the priority date claimed 



T later document published after the International filing date 
or priority date and not In conflict with the application but 
cited to understand the principle or theory underlying the 
Invention 

■X* document of particular relevance; the claimed invention 
cannot be considered novel or cannot be considered to 
involve an inventive step when the document is taken alone 

■V document of particular relevance; the claimed Invention 

cannot be considered to Involve an Inventive step when the 
document Is combined with one or more other such docu- 
ments, such combination being obvious to a person skilled 
In the art 

document member of the same patent family 



Date of the actual completion of the International search 

24 July 2003 



Date of mailing of the International search report 

31/07/2003 



Name and mailing address of the ISA 

European Patent Office, P.B. 5818 Patent laan 2 
NL-2280HVRijswijk 
Tel. (+31-70) 340-2040, Tx. 31 651 epo nl, 
Fax: (+31-70) 340-3016 



Authorized officer 



Van Bommel , L 



Form PCT/1SA/210 (second sheet) (July 1992) 



paqe 1 of 2 



interna™ 



SEARCH REPORT 




ppllcation No 

? 03/03169 



C(Contlnuatlon) DOCUMENTS CONSIDERED TO BE RELEVANT 



Category 0 Cftatton of document, with tndication t where appropriate, of the relevant passages 



Relevant to claim No. 



GB 928 276 A (CORNING GLASS WORKS) 
12 June 1963 (1963-06-12) 



page 1,1 eft-hand col umn , 1 i he 13 - 11 he, 
17 ■ ; : 

page 1, right-hand column, line 5l - line 
58 

page 2, left-hand column, line 22 line 
37 

page 2, left-hand column, line 44 - line 
65 

page 2, rlght-hantl column, line 70 - line 
73 . . . 

page 2, right-hand column, line 126 -page 
3, i eft-hand column, line 5 



i 

-1 



1,4, 

15-17, 

25,26, 

£8,29, 
31,32, 
34-36 



Fomi PCT/ISA/210 (eorrtlnuallon of second sheet) (July 1992) 



page 2 of 2 



# 



INTERNATIOWRL SEARCH REPORT 



_ nal application No. 
PCT/EP 03/03169 



Box I Observations where certain claims were found unsearchable (Continuation of item 1 of first sheet) 



This International Search Report has not been established In respect of certain claims under Article 17(2)(a) for the following reasons: 

1. PI Claims Nos.: / V " -l;. : -\ ' > ' - - - , - : - : "i: — - 

because they relate to subject ^natter not required to be searched by this Authority, namely. 



2-H 



Claims Nos.: " ~ 

because they relate to parts of the international Application that do not comply with the prescribed requirements to such 
an extent that no meaningful International Search can be carried out, specifically: 

see FURTHER INFORMATION sheet PCT/ISA/210 • .. 



3. Claims Nos/. 

^ because they are dependent claims and are not drafted In accordance with the second and third sentences of Rule 6.4(a). 



Box II Observations where unity of invention is lacking (Continuation of item 2 of first sheet) 



This International Searching Authority found multiple inventions In this International application, as follows: 



1 . I I As all required additional search fees were timely paid by the applicant, this International Search Report covers all 
1 — 1 searchable claims. 



2. r~J As all searchable claims could be searched without effort Justifying an additional fee, this Authority did not invite payment 
of any additional fee. 



3. I I As only some of the required additional search fees were timely paid by the applicant, this international Search Report 
1 — ' covers only those claims for which fees were paid, specifically claims Nos.: 



4. 1 | No required additional search fees were timely paid by the applicant. Consequently, this International Search Report is 
restricted to the Invention first mentioned In the claims; it is covered by claims Nos.: 



Remark on Protest | | The additional search fees were accompanied by the applicant's protest 

| | No protest accompanied the payment of additional search fees. 



Form PCT/ISA/210 (continuation of first sheet (1)) (July 1998) 




International Application No. PCTyEP 03 /)3169 



FURTHER INFORMATION CONTINUED FROM PCT/ISA/ 210 



Continuation. of Box 1.2 - 1 ' ^! 

Present cJ'&Dbs 1 - 37 relate to an extremely large number of possible 
methods/producis/uses. Support within* the mining of Article d6 PCT and/or 
disclosure within' the meaning of Article, 5 PCT 1 s to be found f • however , 
for only a very small proportion of the methods/products/uses claimed. 
Furthermore, the claims lack conciseness and clarity as a whole (Article - 
6 PCT). In the present case, the claims so lack support and conciseness,, 
and the application so lacks disclosure!, that a meaningful search over 
the whole of the claimed scope 1s impossible. Consequently, the search 
has been carried out for those parts of the claims which appear to be 
supported and. disclosed, namely those parts relating to the 
methods/products/uses using masking agents which are removed by a 
water-containing fluid and comprising inert solid particles of glass, 
enamel or alkaline earth carbonates. 

The applicant's attention is drawn to the fact that claims, or parts of 
claims, relating to inventions in respect of which no international 
search report has been established need not be the subject of an 
international preliminary examination (Rule 66.1(e) PCT). The applicant 
is advised that the EPO policy when acting as an International 
Preliminary Examining Authority is normally not to carry out a 
preliminary examination on matter which has not been searched. This is 
the case irrespective of whether or not the claims are amended following 
receipt of the search report or during any Chapter II procedure. 



i 



INTERNATI 



SEARCH REPORT 



Intofl Kai 

pcWp 0 



ppllcatlon No 

03/03169 



Patent document 
cited in search report 



Publication 
date 



Patent family 
member(s) 



Publication 
date 



US 4477486 



16-10-1984 



CA 
MX 



1199888 Al 
157410 A 



28-01-1986 
22-11-1988 



GB 928276 



12-06-1963 NONE 



Form PCT/1SA/210 (patent family annex) (July 1992) 



This Page is Inserted by IFW Indexing and Scanning 
Operations and is not part of the Official Record 



Defective images within this document are accurate representations of the original 
documents submitted by the applicant. 

Defects in the images include but are not limited to the items checked: 

□ BLACK BORDERS 

□ IMAGE CUT OFF AT TOP, BOTTOM OR SIDES 

□ FADED TEXT OR DRAWING 

□ BLURRED OR ILLEGIBLE TEXT OR DRAWING 

□ SKEWED/SLANTED IMAGES 

□ COLOR OR BLACK AND WHITE PHOTOGRAPHS 

□ GRAY SCALE DOCUMENTS . 



□ OTHER: 



IMAGES ARE BEST AVAILABLE COPY. 
As rescanning these documents will not correct the image 
problems checked, please do not report these problems to 
the IFW Image Problem Mailbox. 



BEST AVAILABLE IMAGES 




LINES OR MARKS ON ORIGINAL DOCUMENT 



REFERENCE(S) OR EXHIBIT(S) SUBMITTED ARE POOR QUALITY 



